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Detection of Environmentally Persistent Free Radicals at a
Superfund Wood Treating Site
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Dellinger*
413 Choppin Hall, Department of Chemistry, Louisiana State University, Baton Rouge, LA 70802

Abstract
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Environmentally persistent free radicals (EPFRs) have previously been observed in association
with combustion-generated particles and airborne PM2.5 (particulate matter, d < 2.5um). The
purpose of this study was to determine if similar radicals were present in soils and sediments at
Superfund sites. The site was a former wood treating facility containing pentachlorophenol (PCP)
as a major contaminant. Both contaminated and non-contaminated (just outside the contaminated
area) soil samples were collected. The samples were subjected to the conventional humic
substances (HS) extraction procedure. Electron paramagnetic resonance (EPR) spectroscopy was
used to measure the EPFR concentrations and determine their structure for each sample fraction.
Analyses revealed a ~30× higher EPFR concentration in the PCP contaminated soils (20.2 × 1017
spins/g) than in the non-contaminated soil (0.7 × 1017 spins/g). Almost 90% of the EPFR signal
originated from the Minerals/Clays/Humins fraction. GC-MS analyses revealed ~6500 ppm of
PCP in the contaminated soil samples and none detected in the background samples. Inductively
coupled plasma-atomic emission spectrophotometry (ICP-AES) analyses revealed ~7× higher
concentrations of redox-active transition metals, in the contaminated soils than the noncontaminated soil. Vapor phase and liquid phase dosing of the clays/minerals/humins fraction of
the soil with PCP resulted in an EPR signal identical to that observed in the contaminated soil,
strongly suggesting the observed EPFR is pentachlorophenoxyl radical. Chemisorption and
electron transfer from PCP to transition metals and other electron sinks in the soil are proposed to
be responsible for EPFR formation.

Introduction
NIH-PA Author Manuscript

Soil-pollutant interactions greatly influence the bioavailability of contaminants, which in
turn dictates their fate and persistence (1-4). Some soils can retard the contamination of the
ecosystem by sequestering and binding contaminants to the clay/mineral and soil organic
matter (SOM) components (1, 5, 6). However, this binding can also lead to the formation of
additional pollutants, e.g., chlorinated phenols and anisoles, on clay-based systems have
been observed to form polychlorinated dibenzo-p-dioxins and dibenzofurans (PCDD/F)
when subjected to thermal treatment (7-12). Chlorinated phenols have also been observed to
form chlorinated diphenoquinones through coupling at the para-positions (13, 14). Detection
of these pollutants suggests the possible formation of organic radicals as intermediates.
Aromatic radical cation formation has been reported for chlorinated phenols on copper(II)smectite via electron transfer from the aromatic species, reducing Cu(II) to Cu(I) (7, 8). The
formation of radicals can affect the toxicity of the matrix in currently unpredictable ways.
Thus, it is important to understand both the role of these potential radicals as intermediates
in the formation of new pollutants and their toxicity as pollutants in their own right.
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We have previously demonstrated that radicals are formed by interactions between
substituted aromatic species and transition metals associated with combustion-generated
particles under post combustion conditions via the general scheme depicted in Figure 1 (15 19). These observed radicals are persistent, i.e., they do not decompose easily and they resist
further oxidation and other chemical reactions. Thus, we refer to them as environmentally
persistent free radicals (EPFRs). EPFRs were originally thought to only be present in
emissions from combustors, where they can be formed by thermally activated reactions in
the post-flame, cool zone. However, they have also been observed in airborne fine
particulate matter (PM2.5), which is known to be primarily combustion-generated or
combustion-derived (17, 20). Their structures and lifetimes were very similar to those
generated in our laboratory under combustion conditions. This suggested EPFRs might be
more ubiquitous than originally thought.
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The EPFRs of chlorophenols and chlorobenzenes were proposed to form by a mechanism of
chemisorption at transition metal oxide sites and electron transfer from the organic adsorbate
to the transition metal, resulting in the formation of the organic EPFR and the reduced
transition metal. These EPFRs were observed to persist in ambient air for days (15-19).
They were also shown to induce pulmonary and cardiovascular dysfunction through
induction of oxidative stress (15, 17, 18). In these studies, the EPFRs were formed via
thermal reactions at temperatures between 150 and 500 °C, with reaction times of a few
seconds. Since soils contain the same transition metals and the reaction times of
contaminants within soils are years, rather than seconds, the question was whether EPFRs
could also be formed in soils at ambient temperatures.
For this study, soil samples were collected from a Superfund wood treating site, for which
pentachlorophenol (PCP) was the major contaminant. PCP is hydrophobic and tends to sorb
onto solid matter (14). Because chlorophenols were previously demonstrated to form EPFRs
via thermal reactions (19), PCP in a clay soil appeared to be an ideal choice to explore the
potential for formation of EPFRs in contaminated soils.

Materials and Methods
Site Description
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The contaminated soils were obtained from a 4 acre wood treatment facility used for treating
railroad ties and poles from 1946-1991 (21). The facility utilized creosote in the preservation
process until the 1970’s, at which point pentachlorophenol (PCP) was added to the process
and used until the 1980’s, when PCP was used exclusively until the facility closed. 30,723
gallons of PCP and creosote remained on site in tanks until the Environmental Protection
Agency (EPA) removed them in 1994 (21).
Soil Sampling and Preparation
The contaminated soils were randomly collected from nine different locations inside the
perimeter of the once-standing complex. At each location, soil samples were collected at
three different depths; top (0-10 cm), mid (>10-20 cm), and bottom (>20-30 cm). The
background non-contaminated soil samples were collected approximately 500 feet outside of
the contaminated area. All samples were placed in sealable plastic bags to prevent outside
contamination and assure safe transport back to the lab. Prior to chemical analyses, the soil
samples were dried in an oven for 12 hrs at 55°C to remove water. They were then ground to
a homogeneous powder and sieved through a USA Standard Testing Sieve No. 120 (125μm
opening) to eliminate any coarse-sized mineral and vegetative matter. The soil sample
prepared in this way is referred to as the whole soil (WS).
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Humic Substances (HS) Extraction Method
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The outline of the extraction procedure, the designation of samples, and the testing
performed on each sample are summarized in Figure 2. The HS extraction method was in
accordance to the procedure recommended by the International Humic Substances Society
(IHSS) (22-28). Briefly, 2.0 g of soil sample were extracted with 20 mL of 0.1 M HCl. The
pH of the solution was adjusted between 1.0 and 2.0 with 1.0 M HCl. The soil/HCl mixture
was shaken for 1 hr and the suspension was allowed to settle. The mixture was then
centrifuged at 1478 × g for 10 min, and acid soluble supernatant was separated from the acid
insoluble precipitate.
The acid insoluble precipitate was neutralized with 1.0 M NaOH to a pH of 7.0, and a 20 mL
of 0.1 M NaOH was added under a nitrogen atmosphere (22-28). The mixture was shaken
for 24 hrs and allowed to settle overnight. Acid-base soluble (humic and fulvic acid)
supernatant and acid-base (clay/minerlal/humin) insoluble precipitate were separated
through centrifugation at 1478 × g for 10 min (22-28).
The acid soluble supernatant, the acid insoluble precipitate, the acid-base soluble
supernatant, and the acid-base insoluble precipitate were dried and evaporated in a vacuum
and oven-dried in circulating air at 55°C prior to EPR analysis (22-28).
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Electron Paramagnetic Resonance (EPR) Spectroscopic Analysis
The whole soil samples and the four solid samples obtained from the HS extraction method
were placed in a high purity quartz EPR tube and analyzed at room temperature in a Bruker
EMX – 10/2.7 EPR Spectrometer with X-band microwave frequency of 9.72 GHz,
microwave power of 2.02 mW, spectral window of 1000 Gauss, and modulation amplitude
of 4.00 Gauss.
The liquid samples of acid soluble and acid-base soluble supernatants were sampled and
analyzed via EPR. To minimize the amount of sample and optimize sensitivity, sample
collection was performed using a capillary sealed with critoseal, which was subsequently
(the capillary with sample) placed in a high purity quartz EPR tube.
GC-MS Analysis of Pentachlorophenol (PCP)
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200 – 250 mg of whole soil, acid insoluble precipitate, or minerals/clays/humins were placed
in scintillation vials, and 4-methyl-2-pentanone was added as the extracting solvent. 250 μL
aliquots were placed in an amber vial, to which 250 μL of derivatizing agent, N,OBis(trimethylsilyl)trifluoroacetamide (BSTFA), and 500 μL of extracting solvent, tertbutylmethyl ether (TBME), were added, making up a total volume of 1000 μL. The vial was
capped using Teflon/Silicone 11 mm crimp caps and inverted to mix. The vial was then
placed in a pre-heated heating block for 30 minutes at 76°C (±5°C), and subsequently cooled
to room temperature for GC-MS analysis. These sample solutions were verified to contain
pentachlorophenol concentration that falls within the range of our calibration curve.
An Agilent 6890 Gas Chromatograph (GC) fitted with a 5973 Mass Selective Detector
(MSD) in the manual injection mode was used with the following parameters: column type J&W DB5 MS 60 m × 0.25 mm i.d. × 0.25 μm, preceded by 5 m of 0.25 mm deactivated
retention gap; injection type and temperature - splitless / 250°C; column temperature
program - initial 60°C hold for 6 minutes, ramp 10°C/min to 180°C, 15°C/min to 300°C,
hold for 2 minutes; total run time was 28.0 minutes; carrier gas - Helium; transfer line
temperature - 280°C; injection volume - 1 μL; column flow - 1 μL/min (constant flow);
solvent Delay - 14 minutes; MS source temperature - 230°C; MS quadrupole temperature 150°C; MS mode - SIM; ion dwell time - 100 ms.
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The minerals/clays/humins fraction of the soil samples were exposed to the vapors of the
pentachlorophenol adsorbate using a custom-made vacuum exposure system presented in
Figure 3, consisting of a vacuum gauge, dosing vial port, equilibration chamber and two
reactors. A vacuum valve controlled the adsorbate flow and vacuum of the two outlets from
the equilibration chamber. The equilibration chamber was thermocouple controlled to
maintain a preset dosing temperature. A detachable two bulb-shaped pyrex reactor with a
protruding suprasil quartz EPR tube as a side arm for EPR spectral measurements was
attached to the system. The bulb-shaped reactors, containing the soil samples to be dosed,
were placed in a vertically oriented small tube furnace. Prior to chemisorption, the samples
were evacuated to 10-2 torr in order to remove other interfering organic contaminants. The
vapors of pentachlorophenol were introduced at 10 torr at the desired temperatures (25°C 300°C) for 5 minutes. The samples were then evacuated to 10-2 torr to remove any residual
physisorbed dosant and sealed with a vacuum tight PFE stopcock. The samples were cooled
to room temperature prior to EPR measurements. Control samples were prepared by
exposing clay/mineral/humins to the same conditions, except without dosing of PCP.
Liquid Phase Dosing of Soil with PCP
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1.00 mg/mL of PCP in benzene and 0.008 mg/mL of PCP in water were dosed into the
minerals/clays/humins fraction of the contaminated and non-contaminated soil samples.
Blanks were produced by dosing with pure benzene and water. Individual 20 mL aliquots of
solvent were added to 100 mg of acid-base insoluble precipitates. One set of samples was
exposed with the prepared solutions and solvents for 24 hrs and the second set for 26 days.
After exposure, the samples were centrifuged, the precipitate separated and dried, and
analyzed by EPR as previously discussed.

Results and Discussion
Detection of EPFRs in Contaminated Soil
The EPR spectrum of the contaminated, whole soil exhibited a large singlet superimposed
on a weaker six-line signal, with hyperfine splitting of 89:91:94:96:97 as depicted in Figure
4. The most striking feature of this figure is the strong central signal exhibited by the
contaminated soil. The non-contaminated whole soil exhibited a much weaker doublet signal
at the center of the spectrum. The narrow singlet and doublet signals observed for the
contaminated and non-contaminated soils have g factors 2.00309 and 2.00340 with ΔHp-p
of 6.4 G and 8.0 G, respectively; these values are typical of organic radicals.
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The six-line background signal is characteristic of manganese(II) ion ([Ar]3d5 configuration,
nuclear spin, I=5/2) (5, 29) and is similar to that of octahedral Mn(H2O)62+ (4, 30). This
suggests the Mn(II) ion is bound predominantly to the soil surface acid sites (the carboxylate
and/or phenolate groups), forming an outer sphere complex via van der Waals interactions
with fulvic acids (5).
Figure 5 depicts EPR spectra of various fractions of the contaminated soils. In the
contaminated soils, approximately 90% of the measurable organic radicals were found in the
minerals/clays/humins (acid-base insoluble precipitate) fraction, ~5% in the humic/fulvic
acid (acid-base soluble supernatant) fraction, and barely detectable levels in the acid soluble
fraction (humic-like substances) (cf. Figures 4 and 5). The large singlet observed for the
contaminated soils exhibited a g-factor of 2.0030-2.0039 and ΔHp-p ~ 6 G. This is typical of
an organic radical that is either carbon-centered with a nearby heteroatom, such as oxygen or
halide, which increase the spin-orbit coupling constant or a purely oxygen-centered radical
(31-42). Even after being subjected to a strong acid and strong base extraction, the radical
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signal in the contaminated soil was almost unchanged, indicating the radicals’ stability and
persistency.
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As depicted in Figure 6, the concentration of organic radicals was ~30× higher for the
contaminated soils, 20.2(+/-0.20) × 1017spins/g of soil, than non-contaminated soils,
0.7(+/-0.08) × 1017spins/g. Based on our previous laboratory studies of EPFR formation
from 2-monochlorophenol and subsequent experiments performed for this study (vide infra),
the radicals above the background levels of the non-contaminated soils were attributed to
pentachlorophenoxyl.
The concentrations of PCP within the various soil extraction fractions are also depicted in
Figure 6. These results indicate the PCP remains associated with the minerals/clays/humins
fraction and persists after acid/base exposure. Our previous work has demonstrated that
EPFRs can be formed and stabilized by interactions with Cu(II) and Fe(III), thus the metal
content of the soil was analyzed by ICP-AES. This ICP-AES analyses yielded average
concentrations of 16,266(±55) mg/kg and 60(±1) mg/kg and 25,200(±1590) mg/kg and
9(±0.5) mg/kg of iron and copper for the contaminated and non-contaminated soils,
respectively (results not shown).
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Based on the PCP and EPFR analyses, the EPFR concentration was high when the PCP
concentration was also high. Assuming the singlet EPR signal detected_was due solely to
the EPFR of PCP, 15 %, 13 %, and 14 % of the PCP exists as its EPFR for the whole soil,
acid insoluble precipitate, and minerals/clays/humins (acid-base insoluble precipitate)
fractions, respectively.
PCP Incubation studies
To further investigate whether the observed EPR signal was due to pentachlorophenoxyl
radical, ~100 ppm of PCP vapor was dosed onto samples of the minerals/clays/humins
fraction of both the contaminated and non-contaminated soils for a reaction time of 5 min at
temperatures ranging from 25 to 300 °C. This resulted in an increase in the signal of the
organic radical ranging from ~30% at 25 °C to 300% at 100 °C for the contaminated soil
(results not shown). The resulting additional signal was still detectable with unaltered gvalue and width after one month storage in air, demonstrating the stability and persistence of
this radical. As depicted in Figure 7, the EPR signal for PCP vapor dosed non-contaminated
soil exhibited striking similarity to the EPR signals observed on original soil contaminated
with PCP. This suggests that the observed EPR signal is that of pentachlorophenoxyl radical.
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In addition to the vapor phase dosing, 8 ppm of PCP in water and 1000 ppm of PCP in
benzene solvents were added to the minerals/clays/humins fraction of contaminated and
non-contaminated soils and allowed to age for 26 days at ambient temperature of 22 °C. (see
Figure 8). An increase in radical concentration of 1.9 × 1017+/-0.008 spins/g was observed
for the contaminated soils dosed with PCP in water and 0.8 × 1017+/-0.009 spins/g of
radicals for the non-contaminated soils dosed with PCP in benzene. Although the radical
concentration increase was not as dramatic as for the high temperature, gas-phase dosing,
these data clearly demonstrate pentachlorophenoxyl radical was generated under conditions
emulating ambient conditions for exposures of only 26 days, rather than to the ~ 26 years for
the actual site.
EPFR Formation
Sorption of pentachlorophenol in the organic and inorganic fractions of soils and sediments
is well documented (3, 6, 43-48). The inorganic fraction of soil, such as smectite, is a 2:1
layered aluminosilicate clay mineral possessing structural negative charges that are
compensated by exchangeable cations in the interlayer regions due to the isomorphic
Environ Sci Technol. Author manuscript; available in PMC 2012 August 1.
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substitution in the tetrahedral Si and/or octahedral Al layers. Transition metals can be
present in cationic positions via the cation exchange capacity of the soil and have been
reported to be capable of formation of radical cations upon adsorption of chlorophenols
(7-12, 49). The biological component of soil, e.g., white rot fungi, may also produce radicals
as it degrades various soil contaminants (50-52). Peroxidase and laccase enzymes are
implicated in phenol degradation, yielding phenoxyl radicals in the presence of either
hydrogen peroxide–for peroxidase, or oxygen–for laccase, respectively.
The soil organic matter (SOM) fraction is a highly complex heterogeneous mixture
composed of weakly associated molecular assemblies (53), with molecular moieties
displaying both hydrophobic and hydrophilic characteristics akin to those of proteins (54).
Hence, they also play a key role in the fate and transport of organic pollutants within soils
(55-60). Additionally, SOM is known to be both an electron sink and source in soil
processes (61-71) that can form polyphenol radicals (7, 8, 72, 73). Thus, the inorganic,
organic, and biological components of the soil, as well as their combined interactions, must
be considered in developing a mechanism of pentachlorophenoxyl radical formation. The
combined effect of the mineral components, i.e. clays and metals, binding onto SOM
significantly influence the retention of organic pollutants, such as chlorinated phenols,
especially in soils with low organic matter content or if the sorbate is highly polar (2, 74).
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PCP Component—Pentachlorophenol has a pKa of 5.3 and is an ionizable hydrophobic
organic compound (74-76). Thus, pentachlorophenol may be present in both molecular
(neutral) and ionized forms, which results in its sorption capacity being highly dependent on
pH (43, 75-79). While the non-contaminated soil had a pH of ~5, the contaminated soil for
this experiment exhibited a pH of ~8 indicating that the majority of the PCP contaminant in
the contaminated soil existed in ionized form, with a lesser fraction in the neutral form. Data
on the sorption of ionized and neutral PCP in a surface soil suggested the neutral form was
partitioned through hydrophobic interactions, while the ionized form was sorbed through
more specific exothermic adsorption reactions, such as hydrogen bonding and charge
transfer (76). This resulted in the neutral PCP sorbing to the organic humic substances and
the ionized pentachlorophenolate interacting with the clay/mineral surfaces fractions (2).
However, due to the high organic carbon content of our contaminated soil, it is likely that
the majority of the soil’s active mineral surface will be coated with the soil organic carbon,
which then serves as the site for the sorption of PCP.
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Mineral Component—Due to the high concentration of iron in the soil under study here,
our previously proposed mechanism for formation of the EPFRs of 2-monochlorophenoll on
Cu(II) is adapted to the formation of the EPFRs of PCP on Fe(III) (cf. Figure 9)(18, 19).
PCP first physisorbs to an Fe(III) oxide surface, then chemisorbs, by loss of water, to form
phenolate, with simultaneous or rapid sequential electron transfer from the phenolate to the
Fe(III), thus producing Fe(II) and the pentachlorophenoxyl EPFR. Oxygen-centered and
carbon-centered, keto- mesomers both contribute to the true structure of the radical. If
chemisorption occurs through loss of HCl, then a tetrachlorosemiquinone radical is formed.
If both H2O and HCl are eliminated, then a tetrachlorosemiquinone radical or radical-anion
is formed. Of these pathways, only the first and second were observed under postcombustion, cool-zone conditions, where the reaction times were 30 s and the reaction
temperatures ranged between 150 and 600 °C (16-19). However, we cannot rule out the
possibility of additional formation of tetrachlorosemiquinone radical in the soil at ambient
temperatures and reaction times of years.
Organic Matter Component—Due to the high organic matter content of these soils, this
component cannot be ignored. Judging by the deep brown-to- black color (due to organic
matter) of the contaminated soil, it can be assumed that there is a high concentration of
Environ Sci Technol. Author manuscript; available in PMC 2012 August 1.
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aromatic moieties (high aromaticity) within the SOM for this site (89-90). Organic matter is
known to be redox active, including acting as a bidirectional electron shuttle (63, 65, 71,
80-84). Quinone moieties within the organic matter have been suggested to be active
components in the redox processes; however, other moieties have been discussed (63). For
the purpose of this paper we will focus on the ability of organic matter to act as an electron
sink or withdrawer. In particular, the recent work by Aeschbacher et al. (71) unambiguously
showed that organic matter, ranging from terrestrial humic acids to aquatic fulvic acids, have
electron accepting capacities spanning from 490 to 1960 μmole- g-1. The electron accepting
capacity of the studied organic matters were found to closely correlate (R2=0.82) with both
the C/H ratio and aromaticity (via 13C NMR) of organic matter. A similar correlation
between electron accepting ability and aromaticity has been reported by Scott et al (63). It
can be therefore postulated that since metal-free SOM can act as an electron acceptor, in a
fashion analogous to the abovementioned metal-centered mechanism, a metal center is not
necessarily required.
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In addition to acting alone, SOM can serve as an electron conduit between the pollutant and
the metal center. In other words, the metal center does not need to be in direct contact with a
pollutant in order to withdraw an electron from it. Hence, even when the mineral/clay
surface is completely covered by organic matter, as can be assumed given the high organic
matter content of the soil in question, the metal center at the mineral/clay surface can act as
the final electron sink. The metal center can also donate the acquired electron to the SOM,
partially catalyzing the formation of radicals from the PCP. Both mechanisms support the
idea of SOM stabilizing the formed radical by such local effects as π-stacking and
hydrophobic associations (85). In fact, it has been found that the humic fraction has the
highest concentration of radicals in non-polluted soils (86, 27).
Biological Component—It is well known that white rot fungi reduces a range of
pollutants, including PCP (51, 52, 50). Both, the peroxidases and laccases are implicated in
phenol degradation. Both classes of enzymes yield phenoxyl radicals in the presence of
hydrogen peroxide and oxygen for peroxidase and laccase, respectively, mediated by single
electron oxidation. With the use of other enzymes, white rot fungi produce extracellular
hydrogen peroxide from a range of available molecules, such as glucose. This means fungi
can produce phenoxyl radicals either via laccase or peroxidase enzymes. Organic matter can
again act as an electron conduit.
Environmental Implications
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Recognition that EPFRs can be formed in PCP contaminated soils indicates EPFRs are not
confined to combustion-generated PM and are more environmentally prevalent than
originally suspected. At uncontrolled sites, human exposure can occur by using water
containing contaminated sediments or inhalation of airborne dust from wind erosion. EPFRs
similar to pentachlorophenoxyl have been shown to generate ROS, oxidative stress, and
cardiopulmonary dysfunction in rat pups exposed by inhalation (15, 87, 88). The existence
of potentially toxic EPFRs questions the long held belief that sorption of an organic
pollutant to a soil matrix is a method of mitigating its environmental impact.
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Figure 1.

Simplified model of EPFR formation from a substituted aromatic on a metal oxide surface
via chemisorption and electron transfer.
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Figure 2.

Flow chart for extraction and analysis of contaminated and non-contaminated soils.
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Figure 3.

Pictorial diagram of two reactor vacuum dosing set up.
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Figure 4.

EPR spectra of the whole soils of contaminated (red) and non-contaminated (blue) soils.
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Figure 5.

EPR spectra of various soil fractions of contaminated soils. (Individual spectra are not on the
same scales, percentages in parenthesis are the approximate percent mass recoveries of
extraction.) Acid-base soluble and acid soluble supernatants are solution spectra and have
poorer resolution than the powder spectra of the Humic Substances (HA&FA) and Humic
Like Substances (FA) respectively. The remaining figures on the left hand side of the
diagram are all powder spectra.
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Figure 6.
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Comparisons of the radical concentrations (spins/g of soil) and PCP concentrations
(molecules/g of soil) for the three insoluble isolates of contaminated and non-contaminated
soils. The corresponding PCP concentrations in ppm (mg/kg of soil) for the contaminated
soils’ fractions are as follows: Whole Soil = 6054(±280) ppm; Acid Insoluble Precipitate =
7485(±248) ppm; Minerals/Clays/Humins = 6212(±150) ppm. The PCP analyses of for the
three fractions of non-contaminated soil are below detection limit (BDL) of the method
(8.9×1012 spins/g).
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Figure 7.
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Temperature dependence of radical formation from dosing the minerals/clays/humins
fraction of noncontaminated soil with gas phase PCP. a. Temperature dependence of
pentachlorophenoxyl radical formation. EPR dosing spectra at: b. 30C and c. 200C. d.
Comparison of EPR spectra of noncontaminated soil dosed with PCP at 200C with original
soil contaminated with PCP.
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Figure 8.

Concentration of organic radicals after dosing minerals/clays/humins fractions of soils with
8 ppm & 1000 ppm of PCP in water and benzene, respectively.
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Figure 9.
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Possible pathways of formation of EPFRs from PCP on an Fe(IIl) oxide surface. The upper
pathway depicts formation of pentachlorophenoxyl radicals as both the oxygen-centered and
carbon-centered mesomer. The middle pathway depicts the formation of
tetrachlorosemiquinone radical-anion.
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